Products are synthesized following the typical procedure unless notice: a 2-amino carbonyl compound (0.2 mmol) and a 4-hydroxycoumarin derivative or a cyclic 1,3-diketone (0.8 mmol) were added to a pressurized vial equipped with a magnetic stir bar.
Studies of reaction conditions
TFA = trifluoroacetic acid; AcOH = acetic acid; PivOH = pivalic acid; DTBP = di-tertbutylperoxide; TBHP = tert-butylhydrogen peroxide; TEMPO = 2,2,6,6-tetramethyl-1-piperidinyloxy. If 2-aminobenzyl amine (0.2 mmol, 24 mg) was used, 42 mg (85%) of a yellow solid was also obtained. Characterization of the compound proved that the reaction gave the same product compared to that of 2-aminobenzyl alcohol.
Details in synthesis of
Scale up for 2 mmol: To a 100 mL round bottom flask charged with a magnetic stir bar was added 2-aminobenzyl alcohol (2 mmol, 246 mg), 4-hydroxycoumarin (8 mmol, 1.3 g), and acetic acid (10 mL). After purging O 2 , the flask was capped, placed into a preheated oil bath (120 °C), and vigorously stirred. The reaction was stopped after every one hour to check the reaction progress and charged O 2 . After 5 hours, the reaction was cooled to room temperature and diluted with ethyl acetate (50 mL). The organic phase was washed multiple times with brine (4 x 30 mL). The organic layer was subsequently dried over anhydrous Na 2 SO 4 , filtered, and concentrated under reduced pressure. The resulting residue was purified by column chromatography (eluent hexanes/ethyl acetate 10:1) to afford 445 mg (90%) of the pure product.
Scale up for 50 mmol: To a 1 L two-necked, round bottom flask equipped with a magnetic stir bar and a reflux condenser was added 2-aminobenzyl alcohol (50 mmol, 6.16 g), 4-hydroxycoumarin (100 mmol, 1.62 g), and acetic acid (250 mL). The flask was capped, connected to an oxygen ballon, placed into a preheated oil bath (120 °C), and vigorously stirred. The reaction was stopped after every two hours to check the reaction progress and charged O 2 . After 12 hours, the reaction was cooled to room temperature and diluted with ethyl acetate (500 mL). The organic phase was washed multiple times with brine (4 x 100 mL). The organic layer was subsequently dried over anhydrous Na 2 SO 4 , filtered, and concentrated under reduced pressure. The crude solid was recrystallized using a mixture of hexanes/ethyl acetate solvents, affording 11 g (88%) of the yellow crystals. Hz, 1H). 13 C NMR (126 MHz, CDCl 3 , ppm) δ 161.0, 152.8, 151.3, 150.6, 140.9, 139.8, 132.8,   130.5, 128.7, 128.6, 125.6, 125.4, 125.1, 119.3, 117 .5, 115.9. 
2-Chloro-6H-chromeno[4,3-b]quinolin-6-one (2, entry 2,

